Analytical thin layer chromatography (TLC) was performed on pre-coated silica gel 60 F254 plates.
Visualization on TLC was carried out by the use of UV light (254 nm), treatment with acidic anisaldehyde, phosphomolybdic acid, ninhydrin or ceric ammonium molydate stain followed by heating. Column chromatography was undertaken on silica gel (400-630 mesh) using proper eluent.
1 H NMR was recorded on AVHD 400 (400 MHz) and/or Agilent Technologies DD2 (400 MHz) for mechanistic studies, and Bruker
Avance 400 (400 MHz) or Agilent Technologies DD2 600 (600 MHz) for routine characterization of compounds. 1 H chemical shifts were quoted in parts per million (ppm) referenced to the appropriate solvent peaks (CHCl3 in CDCl3: 7.26 ppm; Cl2CHCHCl2 in Cl2CDCDCl2: 5.85 ppm). H} NMR was recorded on Agilent Technologies DD2 600 (120 MHz), and 29 Si shifts were referenced to a peak of external Et2SiH2 at -23.0 ppm. The following abbreviations were used to describe peak splitting patterns when appropriate: br = broad, s = singlet, d = doublet, t = triplet, q = quartet, quint = quintet, dd = doublet of doublet, td = triplet of doublet, ddd = doublet of doublet of doublet, m = multiplet. Coupling constants, J, were reported in hertz unit (Hz). Infrared (IR) spectra were acquired on Bruker Alpha ATR FT-IR Spectrometer. Frequencies were given in wave numbers (cm -1 ) and only selected peaks were reported. High resolution mass spectra were obtained by using EI or FAB method from Korea Basic Science Institute (Daegu) or ESI from KAIST Research Analysis Center (Daejeon).
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II. Optimization of the B(C6F5)3-Catalyzed Reduction of 2-Methylquinoline (1a) ( Table 1) Hydrosilane (1.75 to 2.5 mmol, 3.5 to 5.0 equiv) was added to a solution of B(C6F5)3 (0.025 to 0.05 mmol, 5.0 to 10.0 mol %) in deuterated solvent (0.6 mL) in a J. Young NMR tube. After briefly shaking, 2-methylquinoline 1a (0.50 mmol, 1.0 equiv) was added to the above catalyst solution under argon atmosphere, and the reaction mixture was stirred at the indicated temperature during indicated time. Then, the crude solution was allowed to cool down to room temperature and filtered through a pad of silica gel with solvent mixture of dichloromethane (10 mL) and methanol (2 mL). The filtrate was concentrated under reduced pressure and added 1,1,2,2-tetrachloroethane (TCE, 0.50 mmol, 1.0 equiv.). The resulting residue was then subjected to 1 H NMR spectroscopy to determine the conversion of 1a and crude NMR yields of 2a and 2a" on the basis of an internal standard of TCE. All catalytic runs in Table 1 gave quantitative conversion of 1a. 
III. Reduction of Substituted Quinolines and Other N-Heteroarenes (Schemes 23)
In a 1.5 mL reaction vial, B(C6F5)3 (0.025 mmol, 5.0 mol %) was dissolved in chloroform (0.60 mL), to which diethylsilane (1.75 mmol, 3.5 equiv) was added. After shaking briefly, quinolines (1a-p, 0.50 mmol, 1.0 equiv) was subsequently added to the above catalyst solution under argon atmosphere. The reaction mixture was stirred at 25-65 o C for 6-24 h for the reaction of 1a-h, and at 25-100 o C for 2-24 h for the reaction of 1i-p, then allowed to cool down to room temperature and concentrated under reduced pressure to give the crude product. This reaction mixture was then treated with 0.25 N HCl ethereal solution (7 mL) and stirred at room temperature for 1 h to give the solid residue, which was subsequently washed with ether. The solid residue was then dissolved or suspended in MeOH (1.0 mL) and neutralized with Na2CO3·H2O (0.5 g) at 0 o C. After stirring for 2 h, MeOH was removed under reduced pressure, and the neutralized reaction residue was dissolved in CH2Cl2 and washed with brine (5 mL) and water (5 mL). The crude product was then obtained from the organic phase of CH2Cl2 solution and finally purified by column chromatography on silica gel to give 2a-h (EtOAc/Hexane = 1/9) and 2i-p (EtOAc/Hexane = 3/7). .7, 144.9, 126.9, 106.7, 105.5, 104.6, 41.4, 22.3, 21.5 . 9, 133.3, 123.0, 120.7, 117.2, 111.6, 41.6, 26.4, 22 .2. 5, 138.2, 134.5, 125.7, 94.2, 84.9, 42.8, 34.8, 24.2; IR (cm -1 ): 3325, 3073, 2927 IR (cm -1 ): 3325, 3073, , 1673 IR (cm -1 ): 3325, 3073, , 1555 IR (cm -1 ): 3325, 3073, , 1435 IR (cm -1 ): 3325, 3073, , 1357 IR (cm -1 ): 3325, 3073, , 1322 IR (cm -1 ): 3325, 3073, , 1237 IR (cm -1 ): 3325, 3073, , 1101 IR (cm -1 ): 3325, 3073, , 1051 
2-Methyl

IV. Preliminary Mechanistic Studies (Scheme 4)
Phenyldimethylsilane (0.55 mmol, 1.1 equiv) was added to a solution of B (C6F5) 1, 146.3, 140.7, 138.1, 133.7, 130.8, 129.2, 128.0, 127.6, 127.6, 127.6, 127.4, 125.6, 122.7, 120.9, 108.4, 29.3, 0.9 (2C) ; 29 Si NMR (80 MHz, CDCl3) δ 1.6.
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Reaction of 2-phenylquinoline with additional 2.0 equiv of phenyldimethylsilane (Scheme 4a)
N-benzoylation:
(ii) The catalytic reaction mixture was subjected to short column chromatography to separate 2b' and 2b". The separated compound 2b" (0.15 mmol, 1.0 equiv) was diluted with anhydrous dichloromethane (3 mL) and cooled down to 0 o C. Then, 4-nitrobenzoyl chloride (PNB-Cl) (0.18 mmol, 1.2 equiv) was slowly added into the above reaction mixture in the presence of excessive triethylamine (0.22 mmol, 1.5 equiv) and a catalytic amount of 4-dimethylaminopyridine (0.005 mmol, 3.3 mol %) at 0 o C. Then, the reaction mixture was allowed to react at room temperature. After 12 h, the reaction was quenched by adding water (3 mL) and the reaction mixture was extracted with dichloromethane (3 mL x 3). The combined organic layers were dried over Na2SO4, evaporated under reduced pressure, and purified by column chromatography on silica gel (EA/Hx = 2/8) to give 2b-PNB in 22% yield over two steps (54 mg, 0.11 mmol).
[(6-Dimethylphenylsilyl)-2-phenyl-3,4-dihydroquinolin-1(2H)-yl-(4-nitrophenyl)]methanone: 
